
a o %f b o iru tr-r4-4 BOKiimu a— «^ u— o yr-AB \^DD~6~ 



1 

D STATES PATENT AND TRADEMARK OFFICE 



JAN n 



Applicants: Leinoetal. ' W * /n* , 

Serial No.: 09/445,710 Art Unit- 1731 

Filed: 03/13/2000 Z^^',.^ 'Zll,M 

^ -SPENSION AND FOR 

DECLARATION UNDER 37 C.F.R § 1.132 

Honorable Commissioner of 
Patent and Trademarks 
Washington D.C. 20231 



I, the undersigned LEINO, Hannu, declare and state that: 
I am an inventor of the present US Patent Application. 

I have been employed in designing systems for utilizing carbon dioxide in papermaking 
processes since 1 996 in the Finnish company Oy AGA Ab in Espoo, Finland. P^P^'^^^^g 

I Imve found that the behaviour of carbon dioxide in papermal^ing processes is unpredictable 
and has surprising effects on the alkalinity and stability of pH of a pulp suspension. 

ITiis Declaration describes how the AGA Pulp Wash system with CO2 was applied to improve 
the pulp washing m the fiber production lines of AssiDomSn Skarblacka mill in Sweden. The 
O^tSp^p?^ 7 are described in an article by GuniUa Ostberg et al, and cited as the 

t^! O^TR?pr^''T f^Z US Application 09/445,710. The Declaration also describes how 
me OS TBERG method differs from using a combination of CO2 and NaOH in accordance with 
my invention. 

The buffering capacity falkalinitY) 

If the pH of a process is insensitive to small additions of acids or bases, it is called a buffered 
system. This means that the pH is stable. 

Equation (1) is the conceptual definition of alkalinity, which is the measure of the buffering 
capacity of an aqueous system. 



Alkalinity = [ HCO3-] + 2 [COs^ ] + [OH'] - [FT] 



(1) 
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inl^caS? enX^nt'^"'^"' measured by titrating the sample .with a standard acid to 

As an example. Figure 4 presents titration curves for four different pulp suspensions having 
different alkalmity. The better the sample is able to withstand the acid I.e. the more acid is 
consumed to achieve a certain pH, the better is the buffering capacity. The pulps in Fig 4 were 
X I V"^ P'^P' ^""^^ ^ alkalinity of 5-10 mmol/l give a flat titration curve 

which indicates tiiat they provide a stable pH in the papermaking process. The pH of the pulps 
having low alkalinity (0-0.5 mmol/I) decreased abruptly when acid was added and these pulps 
^ are consequently instable in the papermaking process. 

AssiDoman Skarblacka mill 

Conventional operations at Skarblacka mill prior to the use of CO2, i.e. without the AGA 
Pulp Wash system 

Fiber line 2 

Fig.l shows the process at Skarblacka mill in fiber line 2 prior to the time when Skarblacka 
started to use CO2 according to the AGA Pulp Wash system which is described e g in Patent 
Publication WO 88/04705. 

The raw material was cooked in the cooker (1) and washed in the diffuser washer (2) 
Thereafter the fibers were screened (3) and filtered in the Lindblad filter washers (4) from 
where the filtrate was returned to the previous washing stages (2) and to the cooking (1) After 
tiie filtenng the pulp was stored in the storage tower (5). The pulp was then dewatered in the 
Sunds press (6) to increase the consistency of the pulp to over 30%. The filtrate (water) from 
the Sunds press (6) was used to dilute the pulp to be pumped from the storage tower (5) to the 
Sunds press (6). o v / 

The pulp which had been dewatered in the Sunds press (6) was refined (7 and 8) in the paper 
null. It was diluted with water from the paper mill water circulation (U) for use in the 
papermakmg. Thus, there was a segregation of the water circulations between the fiber plant 
and the paper mill stock preparation takmg place m the Sunds press. This is a common feature 
m papermaking since the aim is to return as much as possible of the organic and inorganic 
residual material dissolved in the cooking to the chemical recovery cycle in the fiber plant or 
alternatively to the waste water treatment. These residuals dissolved in the cooking also 
interfere with the papermaking at the paper mill. The process conditions in fiber plant and paper 
mill (pH, chemicals used etc.) are specific to these processes and it is beneficial to keep water 
exchange at its minimum. 

The operations of the fiber line 2 in Skarblacka as described in Fig. 1 had problems with 
fluctuations of the pH of the pulp, which was fed to the paper mill stock preparation. These pH 
fluctuations were mainly caused by insufficient dewatering capacity and washing in the 
Lindblad filter washers (4). This residted in high carry over in the pulp. With the concept "carry 
over" in the pulp is meant the organic and inorganic material, which is dissolved in the cooking 
and which follows the pulp. 



The pulp coming from the cooking contained alkali from the alkaline cooking chemicals so the 
pulp to the paper mill stock preparation was still sUghtly alkaline. When the pH was too low, 
Skarblacka mill, in this operation before any CO2 was used at the mill, charged NaOH to the' 
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aqueous pulp before the Sunds press (6), thus increasing the pH to improve the subsequent 
refimng. The explanation given by OSTBERG (page 5 1 5) is that even though a pH lower than 
9-9.5 would have been desured "the pH was controlled by addition of alkah, because the pH was 
easier to control m that way." Thus, the NaOH was added specifically for adjusting the pH. 

In the Sunds press (6) the pulp was pressed to a very high consistency (over 30%) meanine that 
there was no free water present. Since the ions responsible for alkalinity are water-soluble any 
such ions would have been substantially removed with the water. Partly due to the hish 
consistency and partly due to the low initial alkalinity in the pulp being pressed, the pulp being 
ted to the stock preparation of the paper machine had low alkalinity (alkalinity 1-2 mmol/1) 
which was not sufficient to create a buffering effect in the paper machine (see also Fig. 4). 

Fiber line 1 

Skarblacka mill had also another fiber line, namely fiber line 1, which was producing bleached - 
palp. After the cooking the pulp was washed, screened and delignified further with oxygen 
After the oxygen delignification, the pulp was washed again before the 4-stage bleaching 
sequence. The filtrate from the washing was led countercurrently to the previous washing stages 
and to the cooking. ^ 

The pulp contained alkali from the alkaline cooking chemicals and the oxygen delignification 
chemicals. There were runnability problems in the washers both before and after the oxygen 
delignification and the insufficient washing caused high carry over in the pulp to the bleaching 
Carry over is the dissolved organic and inorganic material following the pulp from the cooking 
and oxygen delignification. TTie high carry over in the pulp consumed bleaching chemicals. 

After the oxygen deUgnification the pulp was bleached using chlorine dioxide (CIO2). The 
bleached pulp was stored and led to the paper machine stock preparation at about 10-12 % 
consistency. The pH of the bleached pulp was acidic i.e. pH 4-5. The fiber plant and the paper . 
mill had separate water circulations as usual, meaning that the pulp was picked up from the 
bleached pulp storage with the paper machine water. The alkalinity of the pulp produced with 
normal operations had very low alkalinity due to the low pH of the pulp after the bleaching 
(alkalinity 0-1 mmol/1). 

Operations with the AGA Pulp Wash system using CO2 
Fiber line 2 

Fig. 2 shows the operation of the fiber line 2 when the AGA Pulp Wash system described by 
OSTBERG was taken into use. As seen in Fig. 2, CO2 was added to the pulp stream going to 
the screening (3). The pH of the pulp was lowered to about 8.5 with CO2 and the washing result 
in the Lindblad filter washers (4) was improved. 

When CO2 according to the AGA Pulp Wash had been taken into use, the washing performance 
of the Lindblad filter washers improved and was stabilized. This resulted in a more stable pH of 
the pulp leaving the fiber plant. When the pH fluctuations disappeared, the need for adjusting 
the pH disappeared. When the pH was stable at about 8, there was no addition of NaOH to the 
pulp as indicated in Fig. 2. The C02-charge was 3 kg COj/t pulp to the washing. 

Pulp produced with the AGA Pulp Wash system leaving the fiber plant had low alkalinity (2-3 
mmol/1). This is due to the segregation of water circulations between the fiber plant and the 
paper mill by the Stinds press and due to the small amoimt of bicarbonate created by the AGA 



wT^'.r'^'^f ^ P^^* ^'^'^ P^P^^ ^a^^hine are separated in the Sunds ores. 

Sn^td'ni' P^P^f P^^^^^'^ consistency of about 14% to o^er 30 % ^rea^SSe 

li?f ft T f^^- i« increased from 4% to 14%. This means that at moS T 

T^ l r^^omTZ '^"^^^ P^P- stock ple^aratL 

or^inrH M ■ f "^^''^"^ ''"'^^ preparation after the Sunds press the p£p is 
cret^d bv coin % consistency with the paper machine waters (1 1) so the aUcalinity 

Fiber line 1 

SfW ^oSfon,!^^^^^ producing bleached pulp, CO^ was charged at washing in three 
oirrerent positions before the 4-stage bleaching sequence: 

• at the end of the Ultrawasher 1 (after cooking) 

• at the end of the Ultrawasher 2 (after O2 delignification) 

• at the blow tank after the O2 delignification stage 

With CO2 the PH was decreased in the washers and, as a result, the drainability (dewatering) 
improved on the Ultrawashers and on the filter washer. In the Ultrawasher 2 before the 
bleaching sequence the pH was decreased to below pH 9.5. The total CO2 charge was 3-4 kg 
C02/t pulp. The bleaching was performed the same way as before so the pH of tlie bleached 

L^u^ir^ilfrth^^^^ ^1- '^^ P^P^^ -P^^^te water circulations as 

usual meaning that the pulp was picked up from the bleached pulp storage with the Daner 
machme water The alkalinity of the pulp produced with the AGA Pulp Wash system was the 
^e^as that of the pulp produced with conventional operations i.e. veiy low (alkalinity 0-1 

if w^i Sk^blacka is presently using the AGA Pulp Wash system in their both fiber lines, 
so 1 am well informed of the process conditions. 

Operations when using my invention called ADALKA (a combination of CO2 and NaOH) 

The method according to the present Application Ser. No 09/445,710 (the so called ADALKA 
process) is presently in use e.g. in the UPM-Kymmene Kymi Paper mill in Finland. UPM- 

ShT^h '^t^ a r.^^r .^^ P^P^' *^°"^P^i«s in the world having production plants 

world-wide. The ADALKA process is not in use at SkSrblacka mill. However, for the sake of 
ease of understanding, I have transported the ADALKA operations from the Kymi Paper mill to 
Fig. 1 descnbmg fiber line 2 of SkSrblacka. Thus, enclosed Fig. 3 shows fiber line 2 and the 
stock preparation of SkSrblacka's paper machine No. 9 as if the ADALKA process were in use 
there. Paper machine No. 9 uses unbleached pulp produced in fiber line 2. 

As seen in Fig 3, the water circulations of the fiber plant and the paper mill have been 
segregated after the Sunds press (6). This makes it possible to increase the alkalinity of the pulp 
suspension in the stock preparation of the paper machine without affecting the pH adjustments 
requured m the fiber line. A combination of CO2 and NaOH is charged to the pulp suspension in 
the stock preparation in accordance with my invention. There is hardly any need to adjust the 
pH of the pulp, since the pH is close to the desired value as it is. The aim of adding the two 



susnen«,inn tC. !S Obtained by the resultmg increase in the alkalinity of the pulp 
suspension in the stock preparation of the paper machine. "it^pmp 

SJc^aTdTv'S^ An\^^^^ ^ '^^P^^^y ^^''•^'^ - alkalinity i. 

mcreased by the ADALKA process to 8-12 mmdl/l by adding about 3-8 ke COVton ™1t, fn 

ftroujjhoiit the papennaking (refining, machine chest, mixing chest, headbox etc >and^^ thr 
fo d?ur*eTr''yi^*="''**°" pit. '^l-ar filtrate, etc) L also in^ w^^whThS Lsed 
to dilute the pulp in (Mferent positions in the paper machine stock preparation . At neSd the dH 
of the pulp ,s adjusted to a desired level by controlling the ratio of CoVaOH. ^ 

fS" *e of ADALKA for unbleached pulp. ADALKA may also be allied to 

T^e pH of the pulp in fiber line 1 after the bleaching is so low iSat the alkalinity is nraScaUv 0 

pX is to t^f '° P"'P suspension after the bleaching when the 

SkaHy^kL^t^wTh J° """^l "'•^"^'y *° mmoVl. The increased 
alkahmty keeps the pH of the pulp stable throughout the subsequent papennaking process. 

S^ra^G cS!r«' ^«7^«=!f«ly that the alkalinity obtainable by the process described by 
nH^S n„ir n ™7 f '° ^ ^"""^ « sufficient to stabilize the 

^n.^^ All Af " ^" ^'^^ *° hig»> alkalinity obtained with my 

I hereby declare that all statements made herein of my own knowledge are true and that all 
statements made on information and belief are believed to be true; and further thTalUhese 

TS^T r « "^"^'^^^ "^"^ '"^^^^^ »d th^^L so macte Le 

f^ul . or impnsonment. or both, under the United States Code and that such willful 

false statements may jeopardize the validity of the application or any patent issued therin. 

Signed in Espoo. Finland, on December 20. 2002 



Hannu Leino 



